This data article describes the analysis of volatile organic compounds (VOCs) in 44 samples of cocoa bean shells (CBS) obtained from cocoa beans of diverse cultivars and collected in different geographical origins. The volatile compounds were extracted by headspace solid-phase microextraction (HS-SPME) method and then analyzed by gas chromatography coupled to a quadrupole mass spectrometry GC-qMS. The retention times, identification and semi-quantification of 101 VOCs are reported. Data collected on the volatile profile of CBS samples using E-nose analysis are also available. Additional data related to physicochemical characteristics and color analysis for CBS samples are reported. Further interpretation and discussion on these datasets can be found in the related article entitled "Assessment of volatile fingerprint by HS-SPME/GC-qMS and E-nose for the classification of cocoa bean shells using chemometrics" .
Data
The dataset collected for 44 CBS samples from different cultivars and geographical origins is presented in four segments of data: A) Samples information regarding the cultivar and geographical origin is labeled in Table 1 ; B) Physicochemical characterization of CBS samples is described in Table 2 ; C) The experimental retention index, names and contents of the volatile organic compounds (VOCs) identified among the CBSs determined by HS-SPME/GC-qMS are described indetail in Table S1 (Microsoft Excel Worksheet in supplementary material) and the total contents of each categorie of volatile compounds are summarized in Table 3 ; and D) The dataset obtained from E-nose sensors for CBS samples is described in Table 4 .
The data reported in Table 3, Table S1 and Table 4 were used for the assessment of volatile fingerprint and classification of CBSs from different cultivars and geographical origins using chemometrics reported by Barbosa-Pereira et al. (2019) [1] . Specifications HS-SPME/GC-qMS: Autosampler for HS-SPME (SPME COMBI PAL System, CTC Analytics AG, Zwingen, Switzerland) e Gas chromatography (GC-2010, Shimadzu Corporation, Kyoto, Japan) coupled with quadrupole mass spectrometer (QP-2010 Plus, Shimadzu Corporation, Kyoto, Japan) E-nose: Portable electronic nose system PEN3 (Airsense Analytics GmbH., Schwerin, Germany) Data format Raw, analyzed and formatted Experimental factors
Roasting of cocoa beans to obtain the cocoa bean shell (CBS); physical separation of CBSs;
grinding of CBSs into a powder with a 250 mm mesh size Value of the data These are the first data on the contents of VOCs in CBSs from different origins and cultivars determined by HS-SPME/GCqMS The dataset allows the selection of CBSs with specific flavor characteristics according to the food application The present data contribute to the chemical characterization and add-value of this cocoa by-product as food ingredient The data can be used for reference of volatiles quantification and allow other researchers to extend the statistical analysis The datasets from both techniques GC-qMS and E-nose may be useful for developing rapid detection methods for CBS origin and cultivar authentication 2. Experimental design, materials and methods
Samples e CBS
Cocoa beans (n ¼ 44) from different cultivars and countries across the world (Table 1) were purchased from several local chocolate enterprises. Cocoa bean shells were obtained from the cocoa beans after a standardized roasting process according to the procedure described by Barbosa-Pereira et al. (2019) [1] After separation from the respective cocoa beans, the CBS samples were ground into powders with a 250 mm mesh size and stored under a vacuum at À20 C prior to further analysis. More detailed information related to the origin and description of samples was also reported by BarbosaPereira et al. (2019) The moisture content of the CBS samples was determined by gravimetry, at 110 C until constant weight, using a Gibertini Eurotherm electronic moisture balance (Gibertini Elettronica, Novate Milanese MI, Italy).
Determination of pH and titratable acidity
Titratable acidity (TA) and pH of the CBS were determined according to AOAC official method described by Nazaruddin, Seng, Hassan, & Said, 2006 [2] . Five grams of CBS powder were homogenised in 100 ml of boiled distilled water by stirring for 30 s and filtered through Whatman no. 4 filter under vacuum. An aliquot (25 mL) was used to measure pH using a pH meter Knick Portamess® 913 (Knick, Berlin, Germany). Then, the same aliquot was titrated with 0.1 mol L À1 NaOH standard solution to an endpoint pH of 8.2. All determinations were performed in triplicate. The results of titratable acidity (TA) were expressed as g of acetic acid equivalents/100 g of CBS.
Color analysis e CIELab
The color analysis of CBSs was performed in transmittance mode on a CM-5 spectrophotometer (Konica Minolta, Tokyo, Japan) as reported by Rojo-Poveda et al. (2019) [3] . L*, a*, and b* CIELab parameters were used to measure the color, where L* is a coefficient of lightness ranging from 0 (black) to 100 (white), a* indicates the colors red-purple (when positive a*) and bluish-green (when negative a*), and b* denotes the colors yellow (when positive b*) and blue (negative b*).
HS-SPME/GC-qMS analysis
The VOCs from the CBS samples were analysed using a headspace solid phase micro extraction (HS-SPME) coupled with gas chromatography/quadrupole mass spectrometry (GC-qMS) as described by Barbosa-Pereira el al. (2019) [1] .
HS-SPME conditions
The extraction of VOCs was performed in a COMBI PAL System Autosampler for SPME (CTC Analytics AG, Zwingen, Switzerland) equipped with an HS-SPME unit. CBS powder (0.1 g) was placed in a 20 mL headspace vial in contact with 2 mL of sodium chloride (40% w/v) and 10 mL of internal standard (IS) 5-nonanol (10 mg mL À1 ) and equilibrated at 60 C with stirring at 250 rpm for 10 min. After reach the equilibrium, a SPME fibre coated with divinylbenzene/carboxen/polydimethylsiloxane (DVB/CAR/ PDMS) (d f 50/30 mm, 1 cm) (Supelco, Bellefonte, PA, USA) was exposed to the headspace of the sample for another 30 min with continuous heating and agitation. After extraction, the fibre was desorbed at 260 C for 2 min in the injection port of the GC system in splitless mode.
GC-qMS instrument and analytical conditions
GC-qMS analyses were performed on a Shimadzu GC-2010 gas chromatograph equipped with a Shimadzu QP-2010 Plus quadrupole mass spectrometer (Shimadzu Corporation, Kyoto, Japan). A 30 m Â 0.25 mm, 0.25 mm thickness DB-WAXETR capillary column (J&W Scientific Inc., Folsom, CA, USA) was used to separate the VOCs using helium as carrier gas at 1 ml min À1 flow rate. The oven timetemperature programme was as follows: initial temperature 40 C held for 5 min, from 40 C to 180 C at the rate of 5 C min
À1
, and then to 240 C at the rate of 10 C min
, which was held for 5 min. The MS transfer line was set at 240 C. The MS fragmentation was performed by electron impact ionization mode (70 eV), and the temperature of the ion source and quadrupole was 240 C. The data were recorded in full-scan mode in the mass acquisition range of 30e450 m/z with 0.30 s scan time. Data were acquired and analysed by using GC-qMS Solution Workstation software (version 4.3) (GC-qMS Solution, Shimadzu Corporation, Kyoto, Japan). Table 1 Cocoa beans from different cultivars and origin used to obtain the CBSs.
Sample code
Cultivar Country of origin
Criollo Venezuela
Qualitative and quantitative analysis
The identification of the volatile organic compounds, focused on 101 molecules, was performed by comparing the EI-MS fragmentation pattern of each compound with those available on the National Institute of Standards and Technology (NIST05) mass-spectral library and on our home-based library as reported by Barbosa-Pereira et al. (2019) (see section 2.3.2 and Table 2 in Ref [1] ). The semi-quantitative concentrations of the VOCs identified were calculated as the area of the volatile marker component divided by the response factor of the ISTD 5-nonanol and expressed as micrograms of 5-nonanol equivalents per kg of sample (mg 5-nonanol Eq. kg À1 of CBS). CBS sample were analysed in triplicate Table 4 Average of E-nose sensor responses G/G0 (area under the curve; G and G0 stand for the conductance of the MOS connected with the sample and clean gas, respectively), expressed as resistivity (Ohm), for CBS powders from different geographical origins and cultivars. and the data of the sum of each class of compound are shown in Table 3 , while the data for a single molecule are detailed in Table S1 (Microsoft Excel Worksheet in supplementary material).
E-nose analysis
E-nose data were recorded using a portable electronic nose system PEN3 (Airsense Analytics GmbH., Germany). The system consists of a sampling unit and the gas detection system composed of 10 Metal Oxide Semiconductor (MOS) sensors, which are differentially sensitive to each characteristic volatile compound or group of compounds [4] . The analyses were performed as described by BarbosaPereira et al. (2019) [1] . Briefly, CBS powders (2 g) were placed in a 20-mL glass vial and incubated at 30 C for 30 min to reach the headspace equilibrium. After, the gas headspace was injected into the Enose for 90 s at a constant flow rate of 400 mL min
À1
. The sensor signals were recorded at each second by the pattern recognition software (WinMuster, v.1.6, Airsense Analytics GmbH., Germany). Each CBS sample was independently analysed in triplicates and the average of sensor responses (area under the curve) is shown in Table 4 .
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